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(54) COMPOSITE OXIDE HAVING OXYGEN ABSORPTION AND RELEASE CAPABILITIES AND 
PROCESS FOR PREPARING THE SAME 

(57) A composite oxide having oxygen absorbing 
and desorbing capability containing 90 to 100 weight % 
total of cerium, zirconium, and hafnium based on a total 
amount of metals contained in the composite oxide, the 
total amount of cerium, zirconium, and hafnium consist- 
ing of 14.0 to 70.5 at% cerium, 29.49 to 72.5 at% zirco- 
nium, and 0.01 to 13.5 at% hafnium, wherein degree of 
solid solution of the composite oxide is not lower than 70 
%, and wherein the composite oxide has reducing prop- 
erty that not less than 90 % of tetravalent cerium con- 
tained in the composite oxide is reduced into trivalent 
cerium when the composite oxide is held at 600°C 
under a reducing atmosphere; and a method for prepar- 
ing the composite oxide including the steps of preparing 
a composite salt from a starting material solution 
wherein 85 weight % or more of the cerium ions are 
Ce4+ by coprecipHation, and subjecting the resulting 
precipitate to a particular calcining steps including 
reducing calcination. 
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Description 

Held of Ar^ 



method for preparing the same 
Background Art 



A large amount of cerium oxide has conventionally been used as a co-catalvst for a «* a iv^ * - ^ 

cerium ions unless otherwise mentioned The reason fnr *i,fZ Preparation of the composite oxide are tnvalent 

Disclosure of the Irn/Q nf™ 

tying exhaust gases and as functional ceramics can be used as a co-catalyst for a catalyst for puri- 
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contained in the composite oxide, the total amount of cerium, zirconium, and hafnium consisting of 14.0 to 70.5 at% 
cerium, 29.49 to 72.5 at% zirconium, and 0.01 to 13.5 at% hafnium, wherein degree of solid solution of said composite 
oxide is not lower than 70 %, and wherein said composite oxide has reducing property that not less than 90 % of tetrav- 
alent cerium contained in the composite oxide is reduced into trivalent cerium when the composite oxide is held at 
600°C under a reducing atmosphere. 

According to the present invention, there is further provided a method for preparing the composite oxide mentioned 
above comprising the steps of: 

(a) precipitating a composite salt from a starting material solution containing cerium ions, zirconium ions, and haf- 
nium tons, 85 to 100 weight % of said cerium ions contained in the starting material solution being tetravalent, 
(b-1) subjecting said precipitated composite salt to oxidizing calcination under an oxidizing atmosphere to obtain 
an oxidized, calcined product, and 

(b-2) subjecting said oxidized, calcined product at least once to reducing calcination followed by oxidizing calcina- 
tion (sometimes referred to as the first method hereinbelow). 

According to the present invention, there is further provided a method for preparing the composite oxide mentioned 
above comprising the steps of: 

(a) precipitating a composite salt from a starting material solution containing cerium ions, zirconium tons, and haf- 
nium ions, 85 to 100 weight % of said cerium ions contained in the starting material solution being tetravalent, and 

(b) subjecting said precipitated composite salt at least once to reducing calcination followed by oxidizing calcination 
(sometimes referred to as the second method hereinbelow). 

Brief Description of the Drawings 

Fig. 1 is a graph showing the relationship between the reduction ratio of the composite oxide and the amount of 
desorbed oxygen. 

Fig. 2 is a graph showing the XRD pattern obtained by X-ray diffraction of the composite oxide prepared in Example 

1. 

Fig. 3 is a graph showing the XRD pattern obtained by X-ray diffraction of the composite oxide prepared in Com- 
parative Example 1 . 

Fig. 4 shows TPR curves obtained by measuring the oxygen desorbing capability of the composite oxides prepared 
in Example 1 and Comparative Example 1 . 

Preferred Embodiment of the Invention 

The present invention will now be explained in detail hereinbelow. 

The composite oxide of the present invention contains, as requisite metals, cerium, zirconium, and hafnium in total 
of 90 to 100 weight % of the total amount of metals contained in the composite oxide, and specifically the content of 
each element is 14.0 to 70.5 at%. preferably 40 to 60 at% cerium, 29.49 to 72.5 at%, preferably 39.9 to 59.9 at% zirco- 
nium, and 0.01 to 13.5 at%, preferably 0.1 to 10 at% hafnium, based on the total amount of the requisite metals, the 
total of these elements being 1 00 at%. If the contents of the requisite metals are outside the above range, sufficient oxy- 
gen absorbing and desorbing capability cannot be achieved. In particular, since the valencies of zirconium and hafnium 
are both constant at 4, the crystal structure of the composite oxide obtained due to the difference between the ion radius 
of hafnium and that of zirconium is stabilized by adjusting the content of hafnium within the above range. 

In the composite oxide of the present invention, other metals may be contained in addition to the requisite metals. 
Examples of such other metals may include metals such as titanium, tungsten, nickel, copper, iron, aluminum, silicon, 
beryllium, magnesium, calcium, strontium, and barium; rare earth metals other than cerium; and mixtures thereof. The 
content of such other metals is less than 1 0 weight % of the total weight of the metals contained in the composite oxide. 

The composite oxide of the present invention has a characteristic structure close to that of the complete solid solu- 
tion wherein the degree of solid solution, i.e. the content of solid solution in the crystal phase of the composite oxide, is 
not lower than 70 %, preferably not lower than 75 %. Thus, when the composite oxide is heated under a reducing 
atmosphere such as in a hydrogen stream, the cerium contained in the composite oxide, which is tetravalent when the 
composite oxide is produced, is easily reduced to become trivalent. thereby forming a pyrochlore phase (Ce2Zr 2 07) or 
a similar crystal phase, causing excellent oxygen absorbing and desorbing capability. The degree of solid solution may 
be measured by the following method. 
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(Method of Measuring Degree of Solid Solution in Composite Oxide ) 

The degree of solid solution in the composite oxide is determined by measuring the lattice parameter of the com- 
posite oxide by X-ray diffraction, and calculating the ratio of the measured lattice parameter to the theoretical lattice 

5 parameter for a complete solid solution (This method is described, for example, in X-rav Diffraction Analysis. 95 (1991), 
Masanori Kato.). Accordingly, when the crystal structure and the lattice parameter are already known, the degree of 
solid solution may be determined by calculating the spacing of each lattice plane using a relational expression between 
the lattice parameter and the exponents, and calculating the ratio of the measured value to the calculated lattice spac- 
ing. Specifically, first the lattice spacing is obtained by formula (1) as lattice spacing d hW on the (h. k, I) plane of the crys- 

10 tal of the composite oxide. 

2d hM sine = A, (1) 

In the formula (1 ), X stands for the wave length of the measuring beam. For example, when an X-ray tube with Cu target 
is is used for providing the measuring beam, X is 1.54056. In this case, when the formula (1) is solved for d hW , 
d hkl =1 .54056/2sin e ( e = diffraction angle) is obtained, and the lattice spacing is thus obtained. 

On the other hand, when the crystal of the composite oxide is of cubic system, the lattice parameter and the lattice 
spacing d^ satisfy the formula (2): 

20 |/d hW 2 »h 2 +k 2 +l 2 /A 2 (A - lattice parameter) (2) 

When the formula (2) is solved for the lattice parameter A, A=(d hk , 2 (h 2 +k 2 +l 2 )) 1/2 is obtained, and the lattice param- 
eter is thus obtained. 

According to X-rav crystallography. Volume I, 307 (1959) Edited by Isamu Nitta. in order for two substances to be 
25 mutually dissolved at any ratio to form a substitutional solid solution, the two substances should have similar lattice pat- 
terns, following the Vegard's law. Also, the difference in size of the atoms of each substance forming the solid solution 
is usually less than 15%. Denoting the lattice parameters of each substance forming the substitutional solid solution by 
A 1 and A 2 , and the atomic densities thereof by C-t and C 2 , the lattice parameter A of the solid solution is obtained by 
the formula (3): 

30- 

A n =A 1 n C 1 n +A 2 n C 2 n (3) 

wherein n is close to 1 . In the case of a solid solution of Ce0 2< Zr0 2 . and Hf0 2 , since the ion radius of Ce 4 * is 0.90 A, 
that of Zr 4 * is 0.79 A, and that of Hf 4 * is 0.78 A (Ceramics. Haru Yasui, 14,927 (1 979)), and thus the difference between 

35 the size of a Ce atom and that of a Zr atom is within 15 %, the Vegard's law mentioned above may be applied. In the 
cubic system, the lattice parameter of Ce0 2 is 5.41 A and that of Zr0 2 is 5.07 A (Chemical Hancfoook . Edited by The 
Chemical Society of Japan, 1017 (1958)). Substituting the atomic densities G, and 0% by 50 mof%, respectively, the 
theoretical lattice parameter of the complete solid solution of Ce0 2 and Zr0 2 is obtained by the formula (3), i.e., A=5.41 
A x 0.5+5.07 A x 0.5=5. 24A. In this way, the degree of solid solution is obtained by calculating the theoretical lattice 

40 parameter for each composition, and obtaining the ratio of the lattice parameter calculated from the measured value to 
the theoretical lattice parameter in percent The ion radii of Zr 4 * and Hf 4 * are so close that Hf0 2 may be regarded as 
being completely dissolved in Zr0 2 . In the above case, the theoretical lattice parameter of Zr0 2 in the cUbic system is 
regarded as the one including Hf0 2 in calculating the degree of solid solution. 

The composite oxide of the present invention has a characteristically excellent reducing property at low tempera- 

45 tures, that is, not less than 90 %, preferably 93 to 100 % of the tetravalent cerium contained in the composite oxide is 
reduced to trivalent cerium when the composite oxide is held at 600 °C under a reducing atmosphere such as a hydro- 
gen atmosphere or a carbon monoxide atmosphere. The reduction ratio may be determined by calculating the ratio of 
the total amount of oxygen desorbed up to 600 °C measured by a method of measuring the oxygen absorbing and des- 
orbing capability to be described below to the theoretical amount of oxygen supposed to be desorbed when 100 % of 

so the tetravalent cerium contained in the composite oxide is reduced into trivalent cerium. 

The oxygen absorbing and desorbing capability of the composite oxide may be measured by the system (TPR 
Measuring System manufactured by SANTO KU METAL INDUSTRY CO., LTD.) described in and shown in Fig. 1 of T. 
Murota, T Hasegawa. S. Aozasa, Journal of Alloys and Compounds. 193 (1993) p298. Specifically. 1 g of a sample is 
charged in a quartz tube installed in a tubular furnace, and heated up to 200 to 1000 °C over 1 hour in the stream of a 

55 10 % hydrogen gas diluted with an argon gas at 0.1 atm. The oxygen from the sample is reacted with the hydrogen to 
become H2O, and the amount of thus generated h^O is measured by sensing the difference between H2O and the 
hydrogen gas in thermal conductivity at the thermal conductivity sensing portion of the gas chromatograph. Therefore, 
the total amount of oxygen desorbed up to 600°C is determined by the TPR curve drawn from the amounts of oxygen 
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at each temperature. 

For the purpose of demonstrating that the reduction ratio of the composite oxide of the present invention results in 
superior oxygen absorbing and desorbing capability, the relationship between the reduction ratio of Ce 4 * in the com- 
posite oxide of the present invention into Ce 3 * when the composite oxide is held at 600°C under a reducing atmosphere 

5 and the oxygen desorbing capability is shown in Fig. 1 . 

The conventional composite oxide containing cerium does not have the high degree of solid solution and the excel- 
lent reduction ratio at low temperatures, which properties are characteristic to the composite oxide of the present inven- 
tion. This is believed to be attributed to the fact that the conventional composite oxide containing cerium is prepared 
from the starting material solution which does not contain the particular amount of tetravalent cerium ions, and that the 

w conventional composite oxide is prepared without the particular compositional adjustment and the particular calcining 
steps. For example, when zirconium and hafnium are precipitated from an acid aqueous solution containing zirconium 
and hafnium by neutralization with alkali, the precipitation is started near pH 2 and completed by pH 4. On the other 
hand, when cerium is precipitated from an aqueous solution of trivalent ceffum by adding an alkali compound to the 
solution, the precipitation is started barely at pH 4 to 6, and is not completed up until pH 6 or higher. Accordingly, when 

75 an aqueous solution of cerium and a mixed salt of zirconium and hafnium is coprecipitated with an alkali compound for 
producing a precipitated composite salt, zirconium and hafnium precipitate first, and then cerium precipitates later. 
Thus,-itis-hard-ta obtain a precipitated composite salt having aunjformcorrposition, and mixed hydroxides of cerium 
and zirconium along with hafnium are obtained. This is believed toJ>e_one_of the reasons for the difference between the 
present invention and the prior art. 

20 The composite oxide of the present invention is easily prepared, for example, by the method of the present inven- 
tion to be described later. However, it may also be prepared, in some cases, only by the oxidizing calcination and with- 
out the reducing calcination to be described later, when the mixing ratio of cerium, zirconium, and hafnium, and the 
conditions for calcination are suitably selected. 

In the first and second methods of the present invention, step (a) of precipitating a composite salt from a starting 

25 material solution containing the particular cerium ions, zirconium ions, and hafnium ions is first carried out It is neces- 
sary that 85 to 1 00 weight %, preferably 90 to 1 00 weight % of the cerium ions contained in the starting material solution 
is tetravalent. By employing the starting material solution containing the particular ratio of tetravalent cerium ions for 
preparing the precipitate of the composite salt, and subjecting the resulting precipitate to the particular calcination steps 
to be described later, a composite oxide with the desired, high degree of solid solution can be obtained. This is because 

30 the tetravalent cerium ions will only be dissolved in a strong acid of pH 2 or lower, and will form a precipitate by neutral- 
ization with alkali around pH 2, so that the tetravalent cerium ions will behave in the similar way to the zirconium and 
hafnium ions contained in the starting material solution in dissolving and precipitating. Therefore, when the precipitate 
is formed through coprecipitation from a mixed solution of cerium, zirconium, and hafnium by neutralization with alkali, 
the precipitate is very likely to be a composite hydroxide wherein cerium, zirconium, and hafnium are uniformly inte- 

35 grated. It is believed that the degree of solid solution in the crystal phase of the composite oxide can be made more 
close to that of the complete solid solution by improving the uniformity of cerium, zirconium, and hafnium in the precip- 
itate, adjusting the composition to the particular composition, and subjecting the precipitate to the particular calcina- 
tions. 

The starting material solution containing the cerium ions, zirconium ions, and hafnium ions may be prepared by 
40 mixing a solution of a cerium salt containing 85 to 1 00 weight % tetravalent cerium ions, an aqueous solution of a nitrate 
of zirconium (or an aqueous solution of zirconyl nitrate), and an aqueous solution of a nitrate of zirconium containing 
hafnium. 

The solution of a cerium salt containing 85 to 100 weight % tetravalent cerium ions may be prepared by the follow- 
ing methods: 

45 

(1) a method including the steps of neutralizing a commercially available aqueous solution of cerous nitrate with 
aqua ammonia to form cerous hydroxide; adding hydrogen peroxide to the solution to oxidize the trivalent cerium 
ions to tetravalent; heating and boiling the resulting solution containing the precipitate for decomposing and remov- 
ing the residual hydrogen peroxide to precipitate eerie hydroxide; and dissolving the resulting precipitate in concen- 

so trated nitric acid to obtain an aqueous solution of tetravalent cerium salt, 

(2) a method including the steps of neutralizing a commercially available aqueous solution of cerous nitrate with 
aqua ammonia to form cerous hydroxide; filtering the resulting solution through a filter device such as a filter press 
to obtain a cake of precipitate; placing the cake of precipitate in a flat-bottom vessel and heating at 100 to 150°C 
for 5 to 20 hours in the air for drying to oxidize the trivalent cerium ions into tetravalent; and dissolving the resulting 

55 cake of eerie hydroxide in concentrated nitric acid to obtain an aqueous solution of tetravalent cerium salt, or 

(3) a method including the steps of charging a commercially available aqueous solution of cerous nitrate in an elec- 
trolytic cell for electrolytic oxidation; and applying the electric current to anodically oxidize the trivalent cerium ions 
to tetravalent, thereby obtaining an aqueous solution of eerie nitrate. 
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The content of the tetravalent cerium ions in the solution of cerium salt may be measured, for exarrple, by oxida- 
tion-reduction titration using potassium permanganate. 

In preparing the starting material solution, for the purpose of improving the stability of the resulting composite oxide 
at high temperatures, a solution containing ions of other metals may optionally be admixed, such as titanium ions, tung- 
5 sten ions, nickel ions, copper ions, iron ions, aluminum ions, silicon ions, beryllium ions, magnesium ions, calcium ions, 
strontium ions, barium ions, ions of rare earth metals other than cerium, or mixtures thereof 

The concentration of the cerium ions, zirconium ions, and hafnium ions together in the starting material solution is 
preferably 30 to 200 g/lrter. more preferably 50 to 100 g/liter in terms of oxides (tetravalent). The mixing ratio of cerium 
ions, zirconium ions, and hafnium ions, and optionally the ions of other metals to be added, if necessary, may suitably 
10 be selected so that the composition of the metals in the composite oxide to be obtained conforms to the composition of 
the composite oxide of the present invention. Specifically, it is preferred to mix each ion to have the mixing ratio of CeG 2 
: Zr0 2 : Hf0 2 : oxide of other metals = 17-76.9 : 23-63 : 0.01-20 : 0-10 by weight in terms of oxides. 

Precipitation of a composite salt from the starting material solution may be effected by adding an alkali compound 
to the starting material solution to coprecipitate the metal ions. The alkali compound is preferably an aqueous solution 
is of ammonia and/or an ammonia gas, since the requisite metal ions, namely, cerium ions (85 to 100 weight % of these 
are tetravalent), zirconium ions, and hafnium ions together start to precipitate near pH 2. When an aqueous solution of 
ammonia is used, it Is preferred to set its concentration to 0.1 to 5 N, more preferably to 0.2 to 3 N. Further, the amount 
— of the aqueous solution of-ammonia to be added is preferably set so that the mixing ratio of the starting material solution 
to the aqueous solution of ammonia is 1 : 1 to 1 ~: 10. When the aqueous solution of ammonia is used, the precipitated 
20 composite salt to be obtained is, for example, a composite hydroxide. On the other hand, when an ammonia gas is 
used, the precipitated composite salt to be obtained is, for example, a hydrated composite oxide or a composite hydrox- 
ide. 

The precipitated composite salt obtained above may be subjected to filtration through an ordinary filter device such 
as a filter press, or may be subjected to decantation to reduce the water content. If necessary, hydrothermal treatment 

25 or drying may be carried out Further, in the second method of the present invention to be described later, the precipi- 
tated composite salt may be subjected to the calcination step after a carbon source or the like as a reducing agent is 
added to the composite salt. The hydrothermal treatment may be carried out in an ordinary autoclave preferably at 1 00 
to 135°C for 1 to 5 hours. The drying may be carried out preferably at a temperature lower than 250°C. but may other- 
wise be carried out together in the calcination step in the same furnace, for example, in a spray dryer type furnace. 

30 in the first method of the present invention, step (b-1) of subjecting the precipitated composite salt obtained in step 
(a) to oxidizing calcination under the oxidizing atmosphere is carried out to obtain an oxidized, calcined product. The 
oxidizing atmosphere may be, for example, the air, a gas with oxygen partial pressure, or an oxygen gas atmosphere. 
The oxidizing calcination may be carried out preferably at 250°C or higher, more preferably at 300 to 1000°C, the most 
preferably at 600 to 1000°C, for 1 to 10 hours. 

35 in the first method of the present invention, step (b-2) of subjecting the oxidized, calcined product obtained in step 
(b-1) at least once to reducing calcination followed by oxidizing calcination is carried out. thereby obtaining the conpos- 
ite oxide mentioned above. With this step (b-2), the composite oxide of which degree of solid solution is not lower than 
70 %, and which exhtorts excellent reducing property at low temperatures is obtained. It is usually preferred to carry out 
the reducing calcination followed by oxidizing calcination for 1 to 3 cycles. 

*o The reducing calcination in step (b-2) may be carried out, for example, by a method including the steps of charging 
the calcined product obtained in step (b-1) in a vacuum furnace; evacuating the furnace; introducing a reducing gas 
such as a hydrogen gas and carbon monoxide into the furnace; and calcining the product under the reducing atmos- 
phere preferably at 400 to 1000 °C. more preferably at 500 to 1000 °C. for 0.1 to 10 hours. The reducing calcination may 
be carried out irvthe stream of a reducing gas, which may have been diluted with an inert gas. The concentration of the 

45 reducing gas, when diluted with an inert gas, is preferably 1 % or higher. This reducing calcination may be carried out 
under the calcining conditions mentioned above with the reducing gas even after the composite oxide is put to use, for 
example, as a co-catalyst incorporated in a catalyst for purifying exhaust gases. 

The reducing calcination in step (b-2) may be carried out after a reducing agent such as a carbon source is 
admixed with the calcined product obtained in step (b-1). When the carbon source is admixed with the calcined product. 

so the reducing calcination is carried out preferably at 800 to 1 300 °C for 1 to 10 hours. The carbon source may preferably 
be activated carbon, graphite powders, charcoal powders, soot or mixtures thereof, and in particular in the form of fine 
powders of 1 00 mesh or smaller. Further, the carbon source may also be a solid substance which does not contain inor- 
ganic substances such as organic oils, paraffin, organic acid, tar. pitch . oil and fat. or mixtures thereof; or an organic 
substance in the form of a solution obtained by dissolving an organic substance in a solvent such as kerosene. The 

ss organic substance is particularly preferred since it also contains a hydrogen source and is able to reduce the tetravalent 
cerium more securely. The amount of the carbon source to be mixed is preferably 1 to 1 .5 equivalent of the amount of 
cerium contained in the calcined product obtained in step (b-1). The reducing calcination incorporating the reducing 
agent may be carried out under the reducing atmosphere or under a non-oxidizing atmosphere such as an inert atmos- 
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phere, and may also be carried out, in some cases, under a particular oxidizing atmosphere such as in the air. When 
4 the reducing calcination incorporating the reducing agent is carried out in the air, the reducing calcination is effected 

until the reducing agent is completely consumed, and by continuing the calcination, the oxidizing calcination is then 
effected. Therefore, the reducing calcination in step (b-2) and the following oxidizing calcination to be described later 
s can be carried out under the same atmosphere, preferably successively. The reducing calcination incorporating the 
reducing agent under an inert atmosphere or in the air is preferably carried out at 600 to 1000°C, more preferably 800 
to 1000°C, for 1 to 10 hours. 

Upon carrying out the reducing calcination in step (b-2), it is preferred to remove in advance any impurities attached 
to the calcined product obtained in step (b-1). Such impurities may be removed by a method including the steps of 
10 charging the calcined product obtained in step (b-1) in a vacuum furnace; evacuating the furnace; introducing an oxy- 
gen gas into the furnace; and holding preferably at 200 to 1000°C tor 0.5 to 5 hours. 

In step (b-2), the oxidizing calcination following the reducing calcination may preferably be carried out at 600 to 
850°C for 0.5 to 10 hours, after evacuating the furnace again following the reducing calcination to remove the residual 
reducing gas, and applying the oxidizing atmosphere similar to the one in step (b-1) to the furnace. Alternatively, in the 
75 presence of the reducing agent mentioned above, the reducing calcination and the oxidizing calcination may be carried 
out under the same atmosphere. 

In the second method of the present invention, step (b) of subjecting the precipitated composite salt obtained in 

step (a) at least once to reducing calcination followed by oxidizing calcination is carried out. With this second method, 
a composite oxide having the particular degree of solid solution and exhibiting the excellent reducing property at low 
20 temperatures is obtained. It is usually preferred to carry out the reducing calcination followed by oxidizing calcination for 
1 to 3 cycles. 

The reducing calcination in step (b) may be carried out by: 

(1) calcining the precipitated composite salt obtained in step (a) under a reducing atmosphere; 
25 (2) incorporating a reducing agent such as a carbon source into the precipitated composite salt obtained in step 
(a), and subjecting the composite salt with the reducing agent to non-oxidizing calcination under a non-oxidizing 
atmosphere; or " ' 

(3) incorporating a reducing agent such as a carbon source into the precipitated composite salt obtained in step 
(a), and calcining the corrposite salt with the reducing agent under a particular oxidizing atmosphere such as in the 
air. 

In step (b), the reducing calcination by the method (1 ) mentioned above may be carried out by calcining the precip- 
itated composite salt obtained in step (a) at 600 to 1000°C, preferably at 800 to 1000°C, for 0.1 to 10 hours under the 
atmosphere similar to the reducing atmosphere for step (b-2) in the first method of the present invention. 

For the purpose of carrying out the reducing calcination in step (b) by the method (2) or (3) mentioned above, the 
reducing agent may be incorporated into the precipitated composite salt obtained in step (a) by incorporating the reduc- 
ing agent in the starting material solution; by adding the reducing agent during the preparation of the precipitated com- 
posite salt; or by mixing the reducing agent with the precipitated composite salt after the preparation thereof. In 
particular, for mixing the reducing agent with the precipitated composite salt after preparation thereof, it is preferred to 
mix the reducing agent with the precipitated composite salt in the form of a slurry, followed by drying. 

The reducing agent may preferably be the ones listed above as the examples of the carbon source. The content of 
the carbon source is preferably 1 to 50 g, more preferably 2 to 30 g in terms of carbon per 100 g of cerium (weight in 
terms of CeOa) in the starting materiaLsolution or in the precipitated composite salt. Further, it is preferred to mix the 
carbon source with the composite salt by a homogenizer to prepare a homogeneous mixture. 

In the method (2) mentioned above, "the non-oxidizing calcination under a non-oxidizing atmosphere" means, for 
example, to calcine the precipitated composite salt containing the reducing agent in a nitrogen gas or an inert gas so 
that it will not be oxidized under a non-oxidizing atmosphere. The non-oxidizing calcination may preferably be carried 
out at 600 to 1000°C, more preferably at 800 to 1000°C, for 1 to 10 hours. 

In the method (3) mentioned above, the reducing calcination is effected until the reducing agent is completely con- 
sumed, and subsequently the oxidizing calcination is effected. Therefore, the oxidizing calcination following the reduc- 
ing calcination in step (b) can be carried out under the same atmosphere, preferably successively. The calcination by 
the method (3) may be carried out preferably at 600 to 1000°C, more preferably at 800 to 1000°C, for 1 to 10 hours. 

In step (b), the oxidizing calcination following the reducing calcination under the reducing atmosphere according to 
the method (1) or under the non-oxidizing atmosphere according to the method (2) mentioned above, may be carried 
out by calcination after evacuating the furnace to remove the residual gas and applying the oxidizing atmosphere similar 
to the one in step (b-1); or by calcination after or during introduction of an oxidizing gas without evacuating the furnace, 
when the reducing calcination was effected by non-oxidizing calcination under the inert gas atmosphere. The oxidizing 
calcination may be carried out preferably at 600 to 1000°C, more preferably 800 to 1000°C. for 1 to 10 hours. 
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The composite oxide of the present invention has the particular composition containing cerium, zirconium, and haf- 
nium as the requisite metals, has the degree of solid solution of not lower than 70 %, and exhibits excellent reducing 
property when it is held at 600 °C under a reducing atmosphere. Accordingly, the present composite oxide has the oxy- 
gen absorbing and desorbing capability superior to that of the conventional cerium-zirconium composite oxide, and is 
5 remarkably useful as a co-catalyst or functional ceramics and the like. Further, in the method of the present invention, 
the particular amount of tetravalent cerium ions are contained as the cerium material, and the particular calcining step 
is carried out Accordingly, the composite oxide of the present invention can easily be prepared. 

Examples 

10 

The present invention will now be explained in more detail with reference to Examples and Comparative Examples, 
but the present invention is not limited thereto. 

Example 1 

15 

290 ml of an aqueous solution of cerous nitrate prepared by dissolving high purity cerous nitrate (manufactured by 
SANTOKU METAL INDUSTRY CO., LTD. with a purity 99.9%) in water to have the concentration of 100 g/liter in terms 
of cerium oxide (CeOa) was charged in a beaker. While stirring this solution, a mixed solution prepared by diluting 48 
ml of concentrated aqua ammonia and 12 ml of hydrogen peroxide (at the concentration of 35 %) with 336 ml of water 

20 was continuously charged into the beaker to precipitate cerium in the form of a hydroxide and simultaneously oxidise 
the hydroxide, thereby forming eerie hydroxide. After that, the solution containing the precipitate was heated beyond 
75°C or boiled, and continuously stirred for additional 2 hours to decompose and remove the residual hydrogen perox- 
ide. After the completion of the precipitation, the supernatant was removed by decantation, and 52 ml of concentrated 
nitric acid (at the concentration of 66 %) was charged to dissolve the precipitate, thereby obtaining 312 ml of a eerie 

25 nitrate solution at the concentration of 93 g/liter in terms of cerium oxide (Ce0 2 ). This solution was subjected to oxida- 
tion-reduction titration using potassium permanganate. As a result, it was revealed that the ratio of tetravalent cerium 
ions to the total amount of cerium contained in the solution was 99 weight %. 

This solution was mixed with 841 ml of an aqueous solution of zirconium nitrate prepared by diluting a zirconium 
nitrate solution (manufactured by DAIICHI KIGENSO KOGYO CO., LTD. with a purity of 99.9 %) with water into the con- 

30 centration of 25 g/liter in terms of zirconium oxide (ZrO^) and 45 ml of an aqueous solution of hafnium nitrate prepared 
by dissolving hafnium nitrate (manufactured by WAKO PURE CHEMICAL INDUSTRIES. LTD. with a purity of 97 %) in 
water to have the concentration of 1 0 g/liter in terms of hafnium oxide (Hf02)> thereby preparing an aqueous solution of 
mixed nitrates having the concentration of 42.1 g/liter in terms of oxides. Next, the thus obtained solution was charged 
in a stirring vessel, to which separately prepared 1 . 1 N aqua ammonia was added at the rate of 100 ml/rnin. to precipi- 

35 tate a composite salt containing cerium, zirconium, and hafnium. After the completion of the precipitation, the superna- 
tant was removed, and the precipitated composite salt was washed twice with pure water and filtered through a Nutsche 
type filter device. The resulting precipitated composite salt was charged in a furnace, and subjected to oxidizing calci- 
nation at 700°C for 5 hours in the air, thereby obtaining 50.1 g of a cerium-zirconium-hafnium composite oxide. The 
composition of the metals in the resulting composite oxide is shown in Table 1 . 

40 Further, the composite oxide was measured of the XRD pattern by an X-ray diffraction apparatus manufactured by 
RIGAKU CORPORATION (target: Cu, tube voltage: 40 KV, tube current: 40 mA, sampling interval: 0.010°, scanning 
rate: 4°/min.) . The results are shown in Fig. 2. The lattice parameter on the (3,1,1) plane was 5.291 A. The degree of 
solid solution of the obtained composite oxide was calculated in accordance with the method for measuring the degree 
of solid solution of a composite oxide mentioned above. The results are shown in Table 2. Further, the composite oxide 

45 was measured of the oxygen desorbing capability per 1 g of the composite oxide, the oxygen desorbing capability per 
1 mol of the composite oxide calculated on the assumption that Ce in the composite oxide was Ce02, and the reduction 
ratio of Ce 4 * to Ce 3 * at 600 °C, in accordance with the method for measuring the oxygen desorbing capability and the 
method for measuring the reduction ratio mentioned above The results are shown in Table 2. The TPR curve obtained 
from these measurements was also shown in Fig. 4. 

50 

Examples 2 and 3 

A composite oxide was prepared in the same way as in Example 1 except that the aqueous solution of eerie nitrate 
was prepared in the same way as in Example 1 so that the ratio of the tetravalent cerium ions in the aqueous solution 
55 of eerie nitrate was as shown in Table 2, and that the composition of the metals in the aqueous solution of the mixed 
nitrates used in Example 1 was adjusted so as to obtain a composite oxide having the composition of the metals shown 
in Table 1 . The degree of solid solution, the reduction ratio, and the oxygen desorbing capabilities of the resulting com- 
posite oxide were measured and calculated in the same way as in Example 1 . The results are shown in Table 2. 
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Example 4 

290 ml of an aqueous solution of cerous nitrate prepared by dissolving high purity cerium nitrate (manufactured by 
SANTOKU METAL INDUSTRY CO., LTD. with a purity of 99.9 %) in water to have the concentration of 100 g/liter in 

s terms of cerium oxide (CeO^ was charged in a beaker. While stirring this solution, 337 ml of 2N aqua ammonia was 
added to the solution to precipitate cerous hydroxide. After the completion of the precipitation, the stirring was continued 
for 30 minutes, and then the solution was left stand still. Subsequently, the resulting precipitate was washed twice by 
decantation, and filtered through a Nutsche type filter device. The resulting cake of the precipitate was placed in a 
ceramic vessel, and dried by heating at 120 °C for 5 hours in the air in a drying furnace to oxidize the bivalent cerium 

10 to tetravalent, thereby obtaining eerie hydroxide. Next, this hydroxide was dissolved in 150 ml of nitric acid diluted 1 : 1 
with water, thereby obtaining 170 ml of an aqueous solution of eerie nitrate having the concentration of 170 g/liter in 
terms of cerium oxide (CeOa). This aqueous solution was subjected to the same analysis as in Example 1 to reveal that 
the ratio of tetravalent cerium ions to the total amount of cerium contained in the solution was 98 weight %. 

This solution was mixed with 878 ml of the aqueous solution of zirconium nitrate and 45 ml of the aqueous solution 

15 of hafnium nitrate, both prepared in Example 1 , thereby preparing an aqueous solution of mixed nitrates having the con- 
centration of 45.7 g/liter in terms of oxides. Subsequently, 49.8 g of a cerium-zirconium-hafnium composite oxide was 
obtained in the same way as in Example 1 . The composition of the metals contained in the resulting composite oxide is 
shown in Table 1 . The degree of solid solution, the reduction ratio, the oxygen desorbing capabilities of the composite 
oxide were measured and calculated in the same way as in Example 1 . The results are shown in Table 2. 

20 

Examples $ to 7 

A composite oxide was prepared in the same way as in Example 1 except that the aqueous solution of eerie nitrate 
was prepared in the same way as in Example 1 so that the ratio of the tetravalent cerium ions in the aqueous solution 
25 of eerie nitrate was as shown in Table 2, and that the composition of the metals in the aqueous solution of the mixed 
nitrates used in Example 1 was adjusted so as to obtain a composite oxide having the composition of the metals shown 
in Table 1 . The degree of solid solution, the reduction ratio, and the oxygen desorbing capabilities of the resulting com- 
posite oxide were measured and calculated in the same way as in Example 1 . The results are shown in Table 2. 

30 Example 8 

The precipitated composite salt prepared in Example 1 was placed in a vacuum furnace, which was then evacu- 
ated. A pure oxygen gas was introduced into the furnace, and the furnace was heated to 900°C and held for 1 hour to 
remove the impurities attached to the composite salt After that, the furnace was cooled down to 1 00°C and evacuated 

35 to remove the oxygen gas, into which furnace a 10 % hydrogen gas diluted with argon was then introduced. The pre- 
cipitated composite salt was subjected to reducing calcination at 1000°C for 5 hours. Subsequently, the furnace was 
cooled down to 600°C and evacuated, into which an oxygen gas was introduced. The precipitated composite salt was 
subjected to oxidizing calcination at 600°C for 5 hours, thereby obtaining a composite oxide. The composition of the 
metals contained in the resulting composite oxide is shown in Table 1 . Further, the degree of solid solution, the reduc- 

40 tion ratio, and the oxygen desorbing capabilities of the resulting composite oxide were measured and calculated in the 
same way as in Example 1 . The results are shown in Table 2. 

Example 9 

45 1 46 ml of an aqueous solution of eerie nitrate having the concentration of 200 g/liter in terms of cerium oxide (CeOg) 
prepared in the same way as in Example 1 was mixed with 55 ml of an aqueous solution of zirconium nitrate prepared 
by diluting a zirconium nitrate solution (manufactured by DAIICHI KIGENSO KAGAKU KOGYO CO., LTD. with a purity 
of 99.9 %) with pure water into the concentration of 25 g/liter in terms of zirconium oxide (ZrO^ and 24 ml of an aqueous 
solution of hafnium nitrate prepared by dissolving hafnium nitrate (manufactured by WAKO PURE CHEMICAL INDUS- 

so TRIES, LTD. with a purity of 99.5 %) in pure water to have the concentration of 10 g/liter in terms of hafnium oxide 
(HfOg). Further, pure water was added to the mixture so that the final volume of the solution was 1 liter, thereby prepar- 
ing an aqueous solution of mixed nitrates having the concentration of the composite oxide of 50 g/liter. To this solution. 
1.5 g of activated carbon powders (manufactured by WAKO PURE CHEMICAL INDUSTRIES, LTD.: special grade) 
were added and mixed. To 1 liter of the solution obtained above, 1 liter of a separately prepared 1 .2 N aqueous solution 

55 of ammonia was immediately added and mixed, thereby precipitating a composite salt containing a carbon source. The 
resulting precipitate was washed by decarrtation, and then filtered through a Nutsche type fitter device. Next, the pre- 
cipitated composite salt thus collected was washed with 1 liter of pure water for 1 0 minutes and filtered. After this treat- 
ment was repeated twice, the precipitated composite salt was placed in a crucible, and subjected to reducing 
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calcination at 700°C for 2 hours in a muffle furnace in the stream of a nitrogen gas (non-oxidizing calcination) and to 
oxidizing calcination at 700°C for 10 hours in the stream of air, thereby obtaining 50 g of a composite oxide containing 
cerium, zirconium, and hafnium. The composition of the metals contained in the resulting composite oxide is shown in 
Table 1 . Further, the degree of solid solution, the reduction ratio, and the oxygen desorbing capabilities were measured 
5 and calculated in the same way as in Example 1 . The results are shown in Table 1 . 

Example 10 

Using an aqueous solution of eerie nitrate wherein the ratio of tetravalent cerium ions to all of the cerium ions in the 
10 aqueous solution was 98 weight %, an aqueous solution of mixed nitrates of cerium, zirconium, and hafnium was pre- 
pared in the same way as in Example 9. To this aqueous solution of mixed nitrates, 930 ml of 1 .2 N aqua ammonia was 
added to precipitate a composite salt, and the resulting precipitate was washed by decarrtation. The obtained slurry of 
the precipitate was heated to 80°C, to which 3 g of paraffin was added and homogenized by a homogenizer, thereby 
obtaining a precipitated composite salt containing paraffin. The precipitated composite salt thus obtained was placed in 
is a ceramic plate, dried at 1 50°C for 2 hours in a muffle furnace in the stream of a nitrogen gas, and then transferred to 
an atmospheric furnace and calcined at 800°C for 5 hours, thereby preparing a composite oxide. Through this calcina- 
tion, the reducing calcination and the oxidizing calcination were carried out in the same furnace. The composition of the 
metals in the resulting composite oxide is shown in Table 1 . Further, the degree of solid solution, the reduction ratio, and 
the oxygen desorbing capabilities of the resulting composite oxide were measured in the same way as in Example 1. 
20 The results are shown in Table 2. 

Comparative Example 1 

A high purity cerous nitrate solution (manufactured by SANTO KU METAL INDUSTRY CO., LTD. with a purity of 
25 99.9 %) was dissolved in water to prepare 290 ml of an aqueous solution of cerium nitrate having the concentration of 
100 g/liter in terms of cerium oxide (CeO^- This aqueous solution was analyzed in the same way as in Example 1 to 
reveal that the ratio of tetravalent cerium ions to the total amount of cerium ions contained in this solution was 0 weight 
%. 

This solution was mixed with 840 ml of an aqueous solution of zirconium nitrate prepared by diluting a zirconium 
30 nitrate solution (manufactured by DAIICHI KIGENSO KAGAKU KOGYO CO. LTD. with a purity of 99.9 %) with pure 
water into the concentration of 25 g/liter in terms of zirconium oxide (ZrOg) and 45 ml of an aqueous solution of hafnium 
nitrate prepared by dissolving hafnium nitrate (manufactured by WAKO PURE CHEMICAL INDUSTRIES, LTD. with a 
purity of 99.5 %) in pure water to have the concentration of 1 0 g/liter in terms of hafnium oxide (HfO^. thereby preparing 
an aqueous solution of mixed nitrates having the concentration of the composite oxide of 42.1 g/liter. Subsequently, a 
35 cerium-zirconium-hafnium composite oxide was prepared in the same way as in Example 1. The composition of the 
metals contained in the resulting composite oxide is shown in Table 1 . Further, the degree of solid solution, the reduc- 
tion ratio, the oxygen desorbing capabilities, the X-ray diffraction, and the TP R curve of the resulting composite oxide 
were measured and calculated in the same way as in Example 1 . The results of the degree of solid solution, the reduc- 
tion ratio, and the oxygen desorbing capabilities are shown in Table 2, the X-ray diffraction pattern is shown in Fig. 3, 
40 and the TPR curve is shown in Fig. 4, respectively. 

Comparative Example 2 

A composite oxide was prepared in the same way as in Comparative Example 1 except that the composition of the 
45 aqueous solution of the mixed nitrates used in Comparative Example 1 was adjusted so as to obtain a composite oxide 
having the composition of the metals as shown in Table 1 . The degree of solid solution, the reduction ratio, and the oxy- 
gen desorbing capabilities of the resulting composite oxide were measured and calculated in the same way as in Exam- 
ple 1. The results are shown in Table 2. 

so Comparativ e Example 3 

A composite oxide was prepared in the same way as in Comparative Example 1 except that an additional element 
was added to the aqueous solution of the mixed nitrates prepared in Comparative Example 1 so that the resulting com- 
posite oxide had the composition of the metals as shown in Table 1. The degree of solid solution, the reduction ratio. 
55 and the oxygen desorbing capabilities of the resulting composite oxide were measured and calculated in the same way 
as in Example 1 . The results are shown in Table 2. 
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Comparative Example 4 



A composite oxide was prepared by subjecting the composite oxide prepared in Comparative Example 1 to the 
reducing calcination and the oxidizing calcination in the same way as in Example 8. The composition of the metals in 
the resulting composite oxide is shown in Table 1 . Further, the degree of solid solution, the reduction ratio, and the oxy- 
gen desorbing capabilities of the resulting composite oxide were measured and calculated in the same way as in Exam- 
pie 1 . The results are shown in Table 2. 
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Comparative Example 5 

A composite oxide was prepared in the same way as in Example 1 except that an aqueous solution of eerie nitrate 
was used, prepared in the same way as in Example 1 so that the content of the tetravalent cerium ions in the aqueous 
solution of the eerie nitrate was as shown in Table 2. The degree of solid solution, the reduction ratio, and the oxygen 
desorbing capabilities of the resulting composite oxide were measured and calculated in the same way as in Example 
1 . The results are shown in Table 2. 



Table 1 





Ratio of each metal based on total 
amount of Ce, Zr, and Hf in compos- 
ite oxide (at%) 


Content of Ce, Zr, 
and Hf in metals 
contained in com- 
posite oxide (wt%) 


Content of metal other than Ce, Zr, 
and Hf in metals contained in compos- 
ite oxide (wt%) 




Ce 


Zr 


Hf 




La 


Ca 


Nd 


Example 1 


48.94 


50.43 


0.63 


100 








Example 2 


31.16 


68.17 


0.67 


100 








Example 3 


57.40 


42.25 


0.35 


100 








Example 4 


47.06 


52.31 


0.63 


100 








Example 5 


48.77 


50.60 


0.63 


99.04 


0.96 






Example 6 


48.08 


5159 


0.63 


98.10 




1.90 




Example 7 


49.08 


50.32 


0.60 


97.90 






2.10 


Example 8 


48.90 


50.47 


0.63 


100 








Example 9 


49.84 


49.81 


0.35 


100 








Example 10 


49.73 


49.92 


0.35 


100 








Co mp. Ex.1 


48.94 


50.43 


0.63 


100 








Comp.Ex.2 


31.16 


68.17 


0.67 


100 








Comp.EX.3 


48.77 


50.60 


0.63 


99.04 


0.96 






Comp.Ex.4 


48.94 


50.43 


0.63 


100 








Comp.Ex.5 


48.94 


50.43 


0.63 


100 
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Claims 



35 1. 



40 



45 



50 



55 



A composite oxide having oxygen absorbing and desorbing capability comprising 90 to 100 weinht m 
cenum, zirconium, and hafnium based on a total amount £ rrSs SrSK 

001 to 13.5 at% hafnium, wherein degree of solid solution of said composite oxide is not lower thanTO % 

^^f^^ OXide teS redUCins that not less th-KiS^^ 

cordite «de is reduced into trivalent cerium when the composite oxide is he* aTL^ 

2 - ^~"^ i1e ° X !l e , aS daimed in daim 1 further comprising a metal selected from the group consisting of tita- 

3. A method for preparing the composite oxide as claimed in claim 1 comprising the steps of: 

(a) precipitating a composite salt from a starting material solution containing cerium ions zirconium ions and 
hafn,um ,ons. 85 to 1 00 weight % of said cerium ions contained in the starting materia. 

^^£^T££^ te " t to ra,cination under *" — *" to 

tSSt ieCt " 19 ~" OXidiZed ■ Ca ' Cined pf0dUCt - l6aSt once to reduci "0 calcination followed by oxidizing caJ- 



4. A method for preparing the composite oxide as claimed in claim 1 comprising the steps of: 
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(a) precipitating a composite salt from a starting material solution containing cerium ions, zirconium ions, and 
hafnium ions, 85 to 100 weight % of said cerium ions contained in the starting material solution being tetrava- 
lent, and 

5 (b) subjecting said precipitated composite salt at least once to reducing calcination followed by oxidizing calci- 

nation. 

5- The method as claimed in claim 3 or 4 wherein said starting material solution further contains metal ions selected 
from the group consisting of titanium ions, tungsten ions, nickel ions, copper ions, iron ions, aluminum ions, silicon 
io ions, beryllium ions, magnesium ions, calcium ions, strontium ions, barium ions, ions of a rare earth metal other 
than cerium, and mixtures thereof. 

6. The method as claimed in claim 3 or 4 wherein said step of precipitating a composite salt from a starting material 
solution is carried out by neutralizing the starting material solution with alkali. 

75 

7. The method as claimed in claim 3 wherein in the reducing calcination in said step (b-2), a reducing agent is incor- 
porated in the oxidized, calcined product prepared in said step (b-1). 

8. The method as claimed in claim 7 wherein said reducing calcination followed by oxidizing calcination in said step 
20 (b-2) is carried out in air. 

9. The method as claimed in claim 4 wherein said precipitated composite salt contains a reducing agent. 

10. The method as claimed in claim 9 wherein said reducing calcination followed by oxidizing calcination is carried out 
25 in air. 

11. The method as claimed in any one of claims 7 to 10 wherein said reducing agent is selected from the group con- 
sisting of activated carbon, graphite powders, charcoal powders, ash powders, oil, paraffin, tar, pitch, and mixtures 
thereof. 

30 
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Fig. 1 
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Fig. 2 
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